ABSTRACT Low volumetric energy density is a bottleneck for the application of lithium-sulfur (Li-S) battery. The lowdensity sulfur cooperated with the light-weight carbon substrate realizes electrochemical cycle stability, but leads to worse volumetric energy density. Here, nickel ferrite (NiFe 2 O 4 ) nanofibers as novel substrate for sulfur not only anchor lithium polysulfides to enhance the cycle stability of sulfur cathode, but also contribute to the high volumetric capacity of the S/nickel ferrite composite. Specifically, the S/ nickel ferrite composite presents an initial volumetric capacity of 1,281.7 mA h cm −3 -composite at 0.1 C rate, 1.9 times higher than that of S/carbon nanotubes, due to the high tap density of the S/nickel ferrite composite.
INTRODUCTION
As a necessity of powering electronic devices and electric vehicles, rechargeable batteries are urgently required to reach the expectation of high energy density. The inspiring development is the successful exploration of battery system with high capacity cathode, the capacitydetermining electrode [1] . An alternative option is sulfur, which shows a high theoretical gravimetric capacity of 1,675 mA h g −1 because of the light-weight characteristic and two-electron reaction with metallic Li [2] . Beyond that, the features including low price, natural abundance and non-toxicity, serve as a complement to the increasing demand of high energy density of lithium-sulfur (Li-S) battery nowadays [3, 4] . However, the achievement faces several challenges: low sulfur utilization related to the poor kinetics of the dissolution/deposition processes for sulfur cathode, low cycle stability due to the dissolution and loss of soluble polysulfide intermediates, and undesirable volume expansion caused by the density variation between sulfur and Li 2 S [5, 6] . In particular, Li-S battery still suffers from the serious drawback of low volumetric energy density for the practical application due to the low density of active materials. For example, the sulfur (2.07 g cm −3 ) is less than a half of the density of transition metal oxide cathode materials (~4.5 g cm −3 ) in traditional lithium-ion batteries. Moreover, in order to improve the electrochemical performance, sulfur is forced to load onto various light-weight carbon hosts, such as porous carbon [7, 8] , carbon nanotubes (CNTs) [9] [10] and graphene [11] [12] [13] , leading to lower volumetric capacity of sulfur-based composites and undermining the volumetric energy density of Li-S battery.
To figure these issues out, various host materials are explored to accommodate sulfur volumetric expansion, improve sulfur utilization, and more importantly confine soluble lithium polysulfides (Li 2 S n , 4≤n≤8). In this aspect, non-polar carbon materials offer weak binding ability towards polar polysulfides, since sulfur species are usually trapped in micro-/mesopores [14] [15] [16] [17] or a designed hybrid interconnected structure [18] [19] [20] [21] of typical sulfur/ carbon composites. A new modification technology is employed to manipulate the surface chemistry of carbon hosts with dopant atoms [22] [23] [24] [25] and functional groups [26] [27] [28] . However, such desirable polar binding sites on non-polar carbon materials are still limited for the effective adsorption to polysulfides. As a response, metalbased compounds, such as oxides [29] [30] [31] [32] [33] , sulfides [34] [35] [36] [37] , nitrides [38] [39] [40] [41] , and carbides [42] [43] [44] [45] , are recently introduced into sulfur-based composites as polar sorbents of polysulfides. Whether used as additives or host materials, these inorganic compounds are believed to enhance electrochemical performance of sulfur cathodes owing to the strong polarity and adsorption to polysulfides than that of non-polar carbon materials. Importantly, the metal-based compounds are helpful for sulfur cathodes to obtain the high volumetric capacity owing to their much higher tap density than that of carbon host materials. Specifically, among those metal-based compounds, metal oxides with identified polarity are more effective to enhance the electrochemical performance of sulfur cathodes, owing to the strong chemisorption to polysulfides [32] or the electrochemical catalysis of the polysulfide redox reaction [31, 46] .
Theoretically, transition metal oxides possess a high density, which are desirable host materials based on the consideration of the volumetric capacity of sulfur-based composites. Meanwhile, transition metal oxides could be designed as the one dimensional (1D) nanostructure to ensure good conductive networks and enough surface active sites, which are not only helpful to realize the electrochemical reaction of sulfur active materials with sufficient electrolyte immersion and penetration, but also beneficial for anchoring polysulfides to enhance the cycle stability. Therefore, herein, nickel ferrite nanofibers are selected as the novel host of sulfur to investigate the electrochemical performance of the sulfur-based composites with a focus on enhancing the volumetric capacity and cycle stability. The strategy is demonstrated to be feasible to other metal ferrites as the common host of sulfur for Li-S battery. O, 2.0 g) and poly (vinylpyrrolidone) (PVP, M w~5 8,000, 5.0 g), which were dissolved into mixed solvent of H 2 O (5.0 mL) and ethanol (5.0 mL). After rigorously stirred for 12 h, the mixed solution was deposited on the receiver at a rate of 1.2 mL h −1 with the static electric voltage of 30 kV. Then, the resultant precursor was calcined in air at 550°C for 2 h at the rate of 2°C min . After the calcination, PVP core was completely removed, leading to the formation of hollow structure for NiFe 2 O 4 fibers. Sulfur was introduced onto NiFe 2 O 4 fibers via a melt-diffusion strategy by heating at 155°C for 12 h. The S/CNT composite was prepared as the control sample. In addition, other ferrites MFe 2 O 4 (M=Co, Mg, and Zn) and S/MFe 2 O 4 composites were also prepared to investigate the electrochemical performances.
EXPERIMENTAL SECTION

Structure characterization
The structure and purity of the as-prepared samples were confirmed by X-ray diffraction (XRD, Rigaku mini Flex II). Thermogravimetric analysis (TGA) was used to measure the sulfur content under Ar atmosphere. N 2 adsorption-desorption isotherms were collected by using the Brunauer-Emmett-Teller (BET) model (JW-BK112 system) to calculate the specific surface area and pore volume of the samples. The surface chemical composition was identified by X-ray photoelectron spectroscopy (XPS) in Escalab 250Xi (Thermo Fisher Scientific) with Al K (1,253.6 eV). Scanning electron microscopy (SEM, Supra 55VP) and transmission electron microscopy (TEM, FEI Tecnai F20) were employed to analyse the microstructure and morphology of the samples. 
Electrochemical measurement
Computation method
All density functional theory (DFT) calculations were carried out with projector-augmented wave (PAW) [47] method as implemented in Vienna Ab-initio Simulation Package [48] . Slab model was adopted to simulate the MFe 2 O 4 (111) surface structure, and 76 atoms were include in the supercell with 8 atom layers. To avoid artificial interactions between slabs, vacuum space of at least 15 Å was introduced. All the structures were optimized with generalized gradient approximation (GGA) as implemented by Perdew, Burke and Ernzerhof (PBE) [49] . 3×3×1 k-points were set for Brillouin zone sampling. Spin polarization and a cut-off energy of 550 eV was adopted.
RESULTS AND DISCUSSION
NiFe 2 O 4 nanofibers were prepared by the electrospinning technique with a subsequent calcination step (Fig. 1a) . Here, PVP is likely to form the template with a core structure, and inorganic salts surround PVP template by the polar interaction between carbonyl groups with metal cations. PVP-salt nanofibers are then formed during the electrospinning process. In the subsequent calcination step, PVP template is burnt out in air, and inorganic salts are decomposed to form 1D ternary metal oxides. Simultaneously, the 1D porous hollow nanofibers with the desirable specific surface area is obtained. As a result, NiFe 2 O 4 nanofibers show large specific surface area of 210.5 m 2 g −1 and pore volume of 0.40 cm 3 g −1 ( Fig. S1 and Table S1 ). XRD patterns are collected to identify the structure and phase purity of the obtained NiFe 2 O 4 . The identified peaks and relative intensity are matched well to the cubic NiFe 2 O 4 (JCPDS no. 54-0964) with Fd3m space group (Fig. 1b) . The average grain size of the (111), (220) and (311) planes is calculated to be about 18 nm, based on the Scherrer equation. Coincidentally, other metal ferrites MFe 2 O 4 (M=Co, Mg, and Zn) with the same Fd3m cubic structure can be also obtained via the same process (Fig. S2 ). As seen in the XRD pattern of the S/NiFe 2 O 4 composite, the peaks of the crystalline sulfur with orthorhombic structure coexist with the strong peaks of NiFe 2 O 4 . The sulfur content is measured as 82.5 wt.% by TGA (Fig. 1c) .
The surface chemical state of the as-prepared samples is evaluated by XPS in Fig. 2 . Both the Ni 2p and Fe 2p core levels present 2p 1/2 and 2p 3/2 doublet peaks with two . . . . . . . . . . . . . . . . . . . . . . . . SCIENCE CHINA Materials   76 . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . ) located in both tetrahedral sites (A sites) and octahedral sites (B sites) [50, 51] . Commonly, the inverse spinel structure is endowed with good conductivity owing to the electron hopping between different valence states of cations in B sites [52] [53] [54] , as well as the partially inverse spinel NiFe 2 O 4 here. Compared with the O 1s core level (Fig. 2c, d ), the area ratio of adsorbed hydroxyl oxygen (O H , 530.9 eV) is increased from 28.5% in NiFe 2 O 4 to 43.6% in the S/NiFe 2 O 4 composite, which is helpful to confine sulfur species. As shown in S 2p core level (Fig. 2e) , sulfur exists dominantly as S 8 (2p 3/2 , 163.6 eV; and 2p 1/2 , 164.7 eV). While, a trace of sulfide (162.4 eV), SO 3 2− (168.3 eV) and SO 4 2− (169.4 eV) is also detected in the S/NiFe 2 O 4 composite, further confirming the existence of chemical interaction between NiFe 2 O 4 host surface and sulfur. In particular, a slight increase of binding energy of Ni 2p is observed, while there are no any changes in Fe 2p core level after the infusion of sulfur (Fig. S3) . It means that the interaction between Ni and S is weak. It seems that the formation of such sulfide, SO 3 2− and SO 4 2− depends on the high catalytic action of nickel (II) in NiFe 2 O 4 . Correspondingly, the increase of the surface adsorbed O H after the infusion of sulfur (Fig. 2d) is attributed to the increased oxygen vacancy on the surface of NiFe 2 O 4 by the formation of S-O bonds. However, in the case of S/CNT composite, only S 8 (2p 3/2 , 163.6 eV; and 2p 1/2 , 164.7 eV) can be assigned without the formation of any sulfides and sulfates. It means that sulfur can be partially confined on the surface of NiFe 2 O 4 nanofibers, and such strong chemical interaction with sulfur is also found in other metal ferrites (Fig. S4) .
TEM is employed to reveal the morphology of the asprepared NiFe 2 O 4 and S/NiFe 2 O 4 composite. Firstly, the lattice fringe with the distance of 0.48 nm is observed clearly (Fig. 3c) , corresponding to the (111) plane of cubic NiFe 2 O 4 . The obtained NiFe 2 O 4 exists as nanocrystals with the average size of~20 nm (inset of Fig. 3b) , almost identical to the calculated value from XRD pattern. These NiFe 2 O 4 nanocrystals are assembled together to form 1D porous hollow nanofibers with diameter of 80-160 nm (Fig. 3a, b) . Thus, with a simple polymer-assisted electrospinning method, 1D porous hollow NiFe 2 O 4 nanofibers can be obtained effectively, as well as other metal ferrites ( Figs S5 and S6 ). After loading sulfur on NiFe 2 O 4 nanofibers by the melt-diffusion method, the 1D parent nanofiber morphology is still retained (Fig. S7) . In the meanwhile, the sulfur distribution is uniform along the nanofiber, coexisting with Ni, Fe and O elements as demonstrated by the elemental mapping (Fig. 3f-i) . The difference in TEM images is that the hollow space in NiFe 2 O 4 nanofibers is loaded uniformly with sulfur. The change can be further confirmed by the drop of both the specific surface area (41.8 m 2 g −1 ) and pore volume (0.07 cm 3 g −1 ) in the S/NiFe 2 O 4 composite (Table S1) . However, such change in the surface area and pore volume is not enough to accommodate the large content of sulfur inside the hollow space of NiFe 2 O 4 nanofibers. It means that the surface of NiFe 2 O 4 nanofibers is also covered by sulfur in the crystalline state as detected by XRD pattern.
To investigate the electrochemical performance, the obtained cathodes are dried overnight and coin cells (2032-type) are assembled in the glove box filled with argon atmosphere. CV profiles of S/NiFe 2 O 4 and S/CNT composites are collected, and both the profiles present two pairs of cathodic and anodic peaks, in accord with the typical multistep electrochemical redox reaction of sulfur (Fig. 4a, b) . In particular, the curve shape, current density and peak potential are almost identical for both electrodes, indicating the good redox reversibility in the S/NiFe 2 O 4 composite as compared to the S/CNT composite. In spite of the inferior intrinsic conductivity of NiFe 2 O 4 , the lower polarization and better capability of S/NiFe 2 O 4 composite from CV profiles are realized by the strong chemical confinement of sulfur species on NiFe 2 O 4 nanofibers, since the desirable electrochemical redox of sulfur depends on both good electron transport and favorable affinity between host material and sulfur, as reported previously [32] . In the meantime, the low surface charge transfer resistance is also obtained for the S/NiFe 2 O 4 composite in the following impedance section, demonstrating that the electrochemical activity of the S/NiFe 2 O 4 composite can be improved based on good electrocatalytic activity of Ni-based transition metal oxides for the redox among sulfur/polysulfides/sulfide. In addition, two typical potential plateaus are observed nearly at 2.3 V and 2.1 V in the discharge process (Fig. 4c,  d) , and the overlapped long potential plateau is shown in the subsequent charge process, corresponding to the coupled peaks in CVs. The potential polarization between the charge and discharge processes is similar for both electrodes. It means that NiFe 2 O 4 nanofibers can be used as substrate as good as CNTs for fabricating sulfur cathode with good reversibility and low potential polarization at low rate, which is helpful for the high utilization ARTICLES . . . . . . . . . . . . . . . . . . . . . . . . . SCIENCE CHINA Materials   78 . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . (Fig. S8) . When the composite is considered as active material, the S/NiFe 2 O 4 composite presents an initial discharge capacity of 963.6 mA h g −1 -composite at 0.1 C rate, slightly lower than that (1,044.3 mA h g −1 -composite ) of the S/CNT composite based on the mass calculation. Correspondingly, when calculated by the weight of sulfur, the initial discharge capacity is 1,168 mA h g −1 -sulfur , implying an acceptable sulfur utilization. Importantly, a dramatic reversal is observed when the capacity is reassessed in terms of the volume calculation. Once the initial gravimetric capacity is converted (Fig. 4d) , the volumetric capacity of 1,281.7 mA h cm ) of the S/CNT composite. Such sulfurbased composites with both the high gravimetric/volumetric capacity are indispensable for fabricating Li-S battery with high gravimetric/volumetric energy density. Although the fabricated electrode is not compacted when assembling the battery, the volumetric capacity of the fabricated cathode is the key factor for volumetric energy density in battery design, depending on the tap density of the composite powders with heavy metal ferrites as matrix.
Usually, the good capacity retention of S-based composites at 0.1 C is a challenge, which is a time-consuming process as compared with cycling at the high rate of above 1 C. Here, the S/NiFe 2 O 4 composite provides better cycle stability and higher Coulombic efficiency during cycling . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . 
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January 2019 | Vol. 62 No. 1 . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . .79 at 0.1 C (Fig. 5a ). In particular, the S/NiFe 2 O 4 composite delivers the low capacity fading rate of 0.15% per cycle within 200 cycles at 0.1 C rate, a half of that (0.31% per cycle) of the S/CNT composite. Meanwhile, the Coulombic efficiency during long-term cycling is relatively stable for the S/NiFe 2 O 4 composite, due to the strong interaction of intermediate polysulfides with NiFe 2 O 4 nanofibers. When the capacity is expressed as the volumetric capacity, the superiority of the S/NiFe 2 O 4 composite is apparent. The huge gap of the volumetric capacity between S/NiFe 2 O 4 and S/CNT composites is stably maintained within 200 cycles at 0.1 C rate (Fig. 5b) .
Undoubtedly, CNTs are desirable substrate of sulfur for achieving good high-rate capability [10, 21] , because of the unique conductive network and good penetration of electrolyte through the network. When NiFe 2 O 4 nanofibers are used as substrate to replace CNTs, the high-rate capability of the composite is not undermined. Specifically, the S/NiFe 2 O 4 composite delivers the gravimetric discharge capacity of 962.1, 823.3, 724.5, 625.9 and 507.2 mA h g −1 -composite at 0.1, 0.2, 0.5, 1 and 2 C rates, respectively (Fig. 6a) . Moreover, as shown in chargedischarge curves (Fig. 6b) , the potential polarization is lower at various C-rates and the shrinkage of the second discharge plateau is moderate for the S/NiFe 2 O 4 composite. More importantly, after 80 cycles at varied discharge/ charge rates, the capacity recovery of the S/NiFe 2 O 4 composite at the low rate (0.1 C) is much superior to the S/CNT composite (Fig. S9) . Therefore, the S/NiFe 2 O 4 composite can retain the good stability upon cycling at various rates.
Certainly, the strong polarity and chemical adsorption of NiFe 2 O 4 nanofibers to soluble polysulfides play a vital role in improving the electrochemical performance of the S/NiFe 2 O 4 composite. Thus, both the adsorption experiment and DFT calculation are performed to verify the adsorption of both NiFe 2 O 4 nanofibers and CNTs to polysulfides. Firstly, the adsorption test to polysulfides (Li 2 S 8 ) is carried out by immersing NiFe 2 O 4 nanofibers and CNTs into Li 2 S 8 solution (2.0 mmol L −1 ), respectively. As shown in Fig. 7a , the color of the Li 2 S 8 solution containing NiFe 2 O 4 nanofibers is much lighter, and the absorbance in UV-vis spectra of the solution is much lower, demonstrating the strong adsorption ability of polar NiFe 2 O 4 nanofibers to polysulfides, as compared with non-polar CNTs. The preliminary quantitative analysis is carried out based on the linear correlation between the solution concentration and the absorbance at 415 nm (Fig. S10) . The specific polysulfide-adsorption quantity is calculated as 7.1 μmol m −2 on NiFe 2 O 4 nanofibers, much higher than that (1.4 μmol m −2 ) on CNTs (Fig. 7c) . Furthermore, a good comprehension of the adsorption mechanism is revealed by the DFT calculation (Fig. 7b) , where Li 2 S 8 is accordingly chosen to confirm the adsorption energy and sites. In general, Li 2 S 8 undergoes the structure reformation upon adsorption on the substrate ARTICLES . . . . . . . . . . . . . . . . . . . . . . . . . SCIENCE CHINA Materials   80 . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . (Fig. 7d) , higher than that (0.13 eV) on CNTs. Therefore, NiFe 2 O 4 nanofibers present the strong adsorption to Li 2 S 8 , which is beneficial to the cycle stability of the S/NiFe 2 O 4 composite. The similar experimental phenomenon and reaction mechanism on adsorption and cycle stability can be also shown in heteroatom (N/O)-doped carbon materials with more chemical binding sites for polysulfides [21, 55] .
To further probe the contribution of the NiFe 2 O 4 nanofibers, EIS profiles are measured as shown in Fig. 8 , and the fitted data are presented in Table S2 . Before cycling, the electrochemical reaction is simple with a semicircle and a sloped line for both the S/NiFe 2 O 4 and S/CNT composites, corresponding to the interfacial charge-transfer process and the semi-infinite Warburg diffusion process, respectively. Both the interfacial charge-transfer resistance (R ct ) and Warburg impedance (W o ) are slightly large for the S/NiFe 2 O 4 composite (Table   S2) , resulting in the relatively low initial discharge capacity. Upon cycling, two depressed semicircles appear gradually in the high-frequency region, accompanied with a sloped line in the low-frequency region. It means that the additional process is induced, which is assigned to the deposition of the insoluble Li 2 S 2 /Li 2 S layer within the discharge/charge cycles for both the composites. More clearly, for the S/NiFe 2 O 4 composite, R ct is decreased sharply from 97.8 Ω before cycling to the lowest value (13.6 Ω) in the 10 th cycle, revealing that the surface activation process is initiated upon cycling. Subsequently, R ct is increased slowly to 22.8 Ω in the 200 th cycle, accompanied simultaneously with the slight increase of the resistance of the insoluble Li 2 S 2 /Li 2 S layer. On the other hand, the Warburg impedance is gradually increased from the 1 st cycle to the 200 th cycle for the S/NiFe 2 O 4 composite, however, which is lower than that of the S/CNT composite. It means that the surface passivation happens gradually during long-term cycling by the irreversible deposition and aggregation of Li 2 S 2 /Li 2 S layer on the surface of the composite. Consequently, the activities on the surface and ion diffusion through Li 2 S 2 /Li 2 S layer are reduced. In comparison with the S/CNT composite, the S/NiFe 2 O 4 composite possesses the good electro- chemical activity and low diffusion impedance during long-term cycling without serious loss of sulfur active material and bad surface passivation by the thick Li 2 S 2 /Li 2 S layer, leading to the good cycle stability and high-rate capability. In other words, the high electrocatalytic activity of NiFe 2 O 4 nanofibers is beneficial to facilitate the reversible reverse transformation of Li 2 S 2 /Li 2 S passivation layer to sulfur during cycling, which was demonstrated in N-doping Lewis base matrix of sulfur [56] . Therefore, the electrocatalytic activity, polarity and adsorption of NiFe 2 composites show the similar electrochemical performance, including the discharge capacity, cycle stability and high-rate capability ( Fig. 9 and Fig. S8 ). It implies that the metal ferrites as substrate of sulfur have the common structural and physicochemical features for improving the electrochemical performance. Of course, among all the metal ferrites investigated here, nickel ferrite is the best substrate of sulfur based on the optimization of the electrochemical performance, which is further confirmed by UV-vis absorption and DFT calculation (Figs S10 and S11). In the adsorption test, the adsorption amount of Li 2 ARTICLES . . . . . . . . . . . . . . . . . . . . . . . . . SCIENCE CHINA Materials   82 . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . O 4 , which might offer different electrocatalytic activity for the conversion of polysulfides. Consistently, the difference in adsorption ability of those MFe 2 O 4 is reflected on the capacity recovery after cycling at various rates (Fig. S9a) .
The dissolution of polysulfides is unavoidable in the dissolution-deposition processes of sulfur cathode, which achieves the good utilization of sulfur, as well as the high reversible capacity. The key issue is to confine dissolution and loss of polysulfides as much as possible. As the desirable substrate of sulfur, metal ferrites with large polarity show strong adsorption to polysulfides to control the undesirable shuttling effect of the sulfur cathode, resulting in an enhanced electrochemical performance. In the case of the S/NiFe 2 O 4 composite, the soluble polysulfides can be mainly trapped on the cathode side of the Li-S cell. Consequently, the corrosion with S-rich byproducts on the Li anode is weakened, and the smooth surface is well maintained during long-term cycles (Fig.  S12 ), which in turn contributes to the excellent performance of the sulfur cathode. Therefore, the effective trapping of polar lithium polysulfides here is highly related to the intrinsic polarity of metal ferrites. Further, the Li−O interaction plays an important role in polysulfide adsorption as indicated in the stable adsorption geometry of Li 2 S 8 on NiFe 2 O 4 (Fig. 7b) . Besides, the chemical confinement of sulfur on the surface of metal ferrites reveals a trace of sulfur species, including sulfide, sulfurous and sulfate by XPS analysis (Fig. 2e and Fig. S4 ), suggesting the chemical bonds between sulfur and metal ferrites. Apart from the strong anchoring effect to polysulfides, more importantly, the metal ferrites endow the sulfurbased composites with high tap density to achieve highvolumetric-capacity. -composite retains for the S/NiFe 2 O 4 composite, nearly 3.3 times higher than that of the S/CNT composite. Therefore, the superiority of metal ferrites as the substrate to achieve the stable sulfur cathode with high volumetric capacity is evidently verified, which is of great significance for practical Li-S battery with high volumetric energy density in future.
CONCLUSIONS
